Some new asymmetric thioethers 5 and 4-thiazolidinones 6 have been obtained from condensation of 5-formyl-3-(pyridin-4'-yl)-1,2,4-triazino [5,6-b] indole (3) with halogenated aromatic amines followed by addition of thiophenol and/or cycloaddition with thiolactic acids in nonpolar solvents. Structures of the products confirmed by elemental analysis and spectral measurements. The new systems obtained were evaluated as antifungal agents.
Introduction
Heterocyclic systems of 1,2,4-Triazino [5,6-b] indole have been successfully used as a carrier for diverse functional groups in the development of some antiviral agents [1] . Various studies found the efficacy of such nucleus in the production of antibacterial [2] , antifungal [3] , inhibitors of blood platelet aggregation, anti-hypertensive [4] agents. As well as 1,2,4-triazino [5,6-b] indoles derivatives apply useful applications in medicinal chemistry, especially, antimalarial [5] , and antidepressant agents [6] . Beside, 3,5-disubstituted-1,2,4-triazino [5,6-b] indoles exhibited an important biological activity as antileishmanial [7] , antihypoxic [8] and anti-inflammatory activities [9] . On the other hand, recently found thiazolidinones showed a high activity towards the most fungi [10] . Based upon these observations, and in search for obtain a newly systems combined between thioether bearing 1,2,4-triazino [5,6-b] indole and thiazolidinones [11] [12] . Asym-International Journal of Organic Chemistry metrical thioether bearing 1,2,4-triazine moiety exhibited anticancer and anti-HIV activity [10] .
The present work tends to synthesize some new thiazolidinones bearing a triazinoindolein view of their effects and fungicidal activity.
Chemistry
A novel route to synthesize 3,5-disubstituted heterocyclic-1,2,4-triazino [5,6-b] indoles deduced from condensation of isatin with isonicotinic acid hydrazidevia reflux in MeOH -drops AcOH to give 3-hydrazono-indol-2(1H)one (1) 
Results and Discussion
Former structure of the synthesized compounds deduced from their correct elemental analysis and spectral data. IR spectrum of compound 1 showed ν at 3400 -3300 and 3190 cm In addition, mass spectrometric study of some compounds recorded the molecular ion peak at lower integration which upon further fragmentation process give a base peak at lower integration ( Figure 1 and Figure 2 ). For example, M/z International Journal of Organic Chemistry Based on these observations, the present work tends to synthesize some new systems combined between these biocidal agents. The new compounds containing S, F, Cl and Br atoms (5 -6) were evaluated as antifungal agents against Aspergillus niger and Alternaria alternata fungi, using the diffusion method [14] [15].
The tested compounds dissolved in DMF (1 mg•ml −1 ) and the antibiotic Fluconazole used as a standard drug. The inhibition zones (microbial growth surrounding the filter paper disc (2.5 mm) were measured at the incubation period at 30˚C for 3 days. The inhibition zones of the organisms measured by a zone surrounding each disk and reported in Table 1 .
From the results obtained from the Table 1 we can conclude that:
1) The compounds containing F atoms are more active than that contain Cl and Br.
2) The more sulfur element percentage, showed higher inhibition zones towards fungi.
3) The compounds contains both F and S are very active than other compounds. Aspergillus N. and 6a > 5a, 5b, 6b > 5c, 6c for Alternaria A. fungi.
5)
Most of the evaluated compounds showed IZ more than that of Fluconazole which makes these fluorine substituted sulfur systems good fungicidal probes.
Experimental
Melting Compounds 4a-c (0.5 g) and thiophenol (3 ml) in ethyl benzene (100 ml) heated under reflux for 4 -6 h, cooled then added petroleum ether (40˚C -60˚C, 100 ml). The solid thus obtained filtered off and crystallized from dioxane to give 5a-c respectively. 5a: Yield 62%, M.p: 78˚C -80˚C. IR (ν) cm 
Conclusion
A simple route to obtain various halogenated 4-thiazolidinones bearing a 1,2,4-triazino [5,6-b] indole moiety as fungicidal agents have been deduced starting from condensation of 5-formyl-1,2,4-triazinoindole with halogenated primary aromatic amines, followed by 1,2-addition of thiophenol and/or thiolactic acid. The fluorinated substituted showed a higher activity towards the tested fungi.
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